. 1 Figure S4 . APCI-HRMS analysis of 1. Observed (top) and calculated (bottom) spectrum for [M+H] + . Note that relative intensity and value of the signal observed at 634.3099 (calculated: 634.3236) significantly deviate from the theoretical amounts due to superimposition with a signal produced by a second species. Presumably, this unassigned species also gives rise to the peaks observed at 632.3120, 633.1848 and 635.1840. 
Experimental Procedure and Analytical Data for 3
A solution of 1 (486 mg, 0.765 mmol) in toluene (5 mL) was added to a stirring suspension of Fe 2 (CO) 9 (306 mg, 0.841 mmol) and toluene (5 ml) via syringe. The resulting reaction mixture was stirred for 12 hours at ambient temperature. The solvent was removed under vacuum and the residue was recrystallized from hexane at -30 ºC to yield 3 in the form of yellow crystals (381 mg, 62% Cartesian coordinates of the optimized structures are shown in Table S3 , S4 and S5, respectively. The structures obtained by the X-ray analyses for 2 + and 3 were used as input for these calculations. For 1 a model compound was generated by removing the Fe(CO) 4 fragment from 3. The NBO approach at the B3LYP/Def2-TZVP levels S8 was used to calculate the Wiberg Bond Indices (WBI). Table S4 . Cartesian coordinates (x, y, z) for the optimized structure of 2 + . 
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